Hass. Industrial grade glycerin was kindly provided by Valagro and was collected from an industrial process of ethanolysis of vegetable oils. Chemicals were purchased to Acros and Sigma-Aldrich.
performed either on a GC/MS Varian 1200 Triple quadripole equipped with a column Factor Four VF5MS (30m x 0.25mm x 0.25 mm) or a HPLC Alliance (Waters) coupled to a quadripole 3100 (Waters) equipped with a ESI source. Specific areas of solid catalysts were determined on a TRISTAR 3000. Pore diameters were determined from the adsorption branch of the N 2 isotherm using the BJH method. XRD patterns were recorded on a Bruker diffractometer D5005. The microstructures were analyzed by transmission electron microscopy (HRTEM) with a 300 eV Hitachi H9000-NA instrument. Thermogravimetric analysis (TGA) was carried out on a Shimadzu TGA-50 instrument with a program rate of 5 °C min -1 in air. 29 Si and 13 C solid-state NMR spectra were recorded at 79.49 and 100.62 MHz, respectively, on a (9.4T) Bruker Avance 400P spectrometer. 29 Si CP MAS NMR spectra were recorded with 4 µs 1 H 90° pulses, 8 ms contact time, a spinning rate of 5 kHz and 4 s recycle delays. 13 C CP MAS NMR spectra were recorded with 4.5 µs 1 H 90° pulses, 2 ms contact time, a spinning rate of 7 kHz and 4 s recycle delays. Chemical shifts are quoted in ppm from TMS.
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3) General procedure for the synthesis of HMS 1 
Supplementary Material (ESI) for Chemical Communications This journal is (c) The Royal Society of Chemistry 2009 4
In agreement with the existing literature, the image reported in figure S1 shows that Ph-PMO-SO 3 H has an ordered region with a distinctly hexagonal arrangement of uniform channels. In a typical procedure, indole (2 mmol), aldehyde (1 mmol) and 0.7 mol% of supported sulfonic sites were mixed in 2mL of H 2 O and magnetically stirred at 60°C. After completion of the reaction, the reaction products were selectively extracted from water with ethyl acetate (3 x 2mL). Then, ethyl acetate was removed under reduced pressure and the products were purified by flash chromatography over silica gel (60Å, 40-63 µm, surface area: 550 m 2 /g). For all products a mixture ethyl acetate/heptane 30/70 was used as eluting solvent. Full characterization of 3a-j and copies of their 1 H and 13 C NMR spectra are provided below.
Materials structure
Note that no leaching of catalytic sites occurred. Indeed, when the acid solid catalyst was removed after 40% conversion, the reaction immediately stops.
9) Recycling experiments (Figure 1 of the manuscript)
Recycling experiments were performed starting from indole (2mmol), benzaldehyde molar ratio was determined by 1 H NMR and GC and was found to be equal to 9/1).
11) Recycling experiments (scheme 1 of the manuscript)
In a similar procedure than that described above, after extraction of the reaction products with ethyl acetate, the solid catalysts SBA-SO 3 H and Ph-PMO-SO 3 H remained in 
